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. 1 H NMR spectrum of 2 in C 6 D 6 (25 ºC).
Figure S2.
13 C NMR spectrum of 2 in C 6 D 6 (25 ºC). 
Reaction of 1-bromoalumole 2 with THF:
In a 5mmφ J.Young NMR tube, to a C 6 D 6 solution (0.5 mL)
of 2 (7.0 mg, 12.9 µmol) was added THF (1 drop, ca. 0.1 mL) at room temperature. The reaction was monitored by 1 H NMR spectroscopy at 25 ºC, indicating the quantitative formation of THF adduct 4. The reaction was monitored by 1 H NMR spectroscopy, and the reaction was completed after 48 h at 60 ºC.
The solvent was removed under reduced pressure, and the residue was dissolved in hexane and filtered.
The filtrate was concentrated and stored at -35 °C to afford 1 as a colourless solid (17.1 mg, 39.2 µmol, 48%).
S5
X-Ray crystallographic analysis: Single crystals of 2 suitable for X-ray crystallographic analysis were obtained by slow recrystallization from hexane at -35 ºC. The intensity data were collected at the BL38B1 beamline of the SPring-8 using an ADSC Quantum 315 CCD detector and Si(111)-monochromated X-ray radiation (λ = 0.85000 Å). The reflection data were integrated, scaled, and averaged by using the HKL-2000 program package. S4 Semi-empirical absorption correction was applied using the program of MULABS. S5 The structures were solved by a direct method (SIR2004) S6 and refined by full-matrix least square method on F 2 for all reflections (SHELXL-97). S7 All hydrogen atoms were placed using AFIX instructions, while the other atoms were refined anisotropically. 
